Contents
1D and 2D NMR spectra IRs HRMS DSC thermograms TGA thermograms DMA thermograms S10. IR spectra of polymers obtained from benzoxazines 1-8 and BPA-a SI32 S11. 1H-NMR spectra of soluble portion of polymers obtained from benzoxazines 1-8 .....SI37 S12. References, ………………………………………………………………………………………………………….…. SI41
S1.Experimental details and spectroscopic data of benzoxazines synthesized by method A (without solvent).

6-Methyl-3-phenyl-3,4-dihydro-2H-1,3-benzoxazine, 1.
[1] The resulting product was crystallized from hexane, obtaining a white powder (2.96 g, 71 % yield). Mp: 47.5 o C (Tm(onset), DSC), Mp (lit. [1] ): 55-56 o C. 1 [2] . Mp: 91. 
5-Methoxy-3-phenyl-3,4-dihydro-2H-1,3-benzoxazine, 4
Experimental details and spectroscopic data for benzoxazines synthesized by method B (using dioxane as solvent)
. [3] . The resulting yellow oil was directly subjected to flash column chromatography (silica gel, hexane: EA = 9.5:0.5 v/v as eluent). Total yield for m-CH3: 56 % (1.26 g). (17:83). To identify each meta isomer, 2D NMR (COSY, HSQC, HMBC) experiments were performed, being able to determine the mixture isomers of 17:83 (m5-CH3(Bz) : m7-CH3(Bz)). 1 (130 mg) and product 8: yellow oil 6% yield (60 g)). [4] . 1 
5-methyl-3-phenyl-3,4-dihydro-2H-1,3-benzoxazine, 2a
5-Fluoro-3-phenyl-3,4-dihydro-2H-1,3-benzoxazine, 7
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S2. 6-Methyl-3-phenyl-3,4-dihydro-2H-1,3-benzoxazine, 1 [1]
Figure S1. 1 
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S3. 5-Methyl-3-phenyl-3,4-dihydro-2H-1,3-benzoxazine, 2a and 7-Methyl-3-
phenyl-3,4-dihydro-2H-1,3-benzoxazine, 2b
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S7. 6-Fluoro-3-phenyl-3,4-dihydro-2H-1,3-benzoxazine, 6 [2]
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S8. 5-Fluoro-3-phenyl-3,4-dihydro-2H-1,3-benzoxazine, 7 [4]
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S11. 1 H-NMR spectra of soluble portion of polymers obtained from benzoxazines 1-8
After polymerization, obtained materials were grinded and DMSO-d6 was added. The mixture was stirred for 1 h. The 1 H-NMR spectra of soluble parts were performed. Polymer derived from BPA-a was highly crosslinded and no fraction was soluble in DMSO-d6. So, no remaining monomer was observed by 1 H NMR after washing the material with this solvent.
